m-Iodosylbenzoic acid performs iodinations of arenes in the presence of iodine at room temperature in acetonitrile. Separation of pure products is conveniently achieved by scavenging any aryl iodide by ion exchange with IRA-900 (hydroxide form). The reduced form of the reagent, miodobenzoic acid, can be easily recovered from the ion exchange resin or from the basic aqueous solution by simple acidification with HCl.
Background
In recent years, iodoarenes have gained increasing importance because they are widely used as building blocks in organic synthesis. They are particularly important as indispensable substrates for numerous methods of N-N bond formation, [1, 2] for the chemistry of heterocyclic [3] and organometallic compounds, [4] [5] [6] [7] [8] and for the synthesis of polyvalent iodine organic compounds. [9, 10] In addition, polyvalent organoiodine compounds have served as cooxidants in the iodination of arenes. Typical polyvalent iodine sources for these iodination reactions are reagents 1-4 ( Figure 1 ). Iodosylbenzene 5 is not suitable for iodinations because of its low activity. [37] In this report we describe a practical improvement for these iodinations as far as purification of the products and recycling of the iodine reagent is concerned. The broad use of hypervalent iodine reagents is still hampered by tedious purification and recycling protocols. Commonly, purification relies on chromatography. Recently, tagging strategies for reagents and catalysts have widely been investigated that allow easy purification by means of specific phase separation or scavenging. [39] [40] [41] 
Results and discussion
In this context, we recently described an improved procedure for the preparation of the hardly known m-iodosylbenzoic acid 6 and showed that it is a recyclable reagent for the highly efficient RuCl 3 -catalyzed oxidation of alcohols to aldehydes and ketones. [42] In the present work we demonstrate the utility of m-iodosylbenzoic acid 6 as a recyclable reagent for the iodination of arenes. In fact reagent 6 can be regarded as a tagged version of iodoso benzene 5 which, if used in access, can be conveniently removed at the end of the reaction by filtration after addition of IRA 900 (hydroxide form) (Scheme 1). This scavenging concept can also be applied to reduction products such as m-iodobenzoic acid 9. Importantly, 9 which also serves as the starting material for the preparation of 6 can easily be regenerated (> 95%) from polymer 10 in pure form by treatment with aqueous HCl. We found that the reaction of aromatic substrates 7a-o with I 2 and 6 in CH 3 CN (commonly in the presence of 50% aqueous H 2 SO 4 ) led to the corresponding iodinated arenes in 40 -99% yield under mild conditions (Scheme 1 and Tables 1 and 2) . Addition of aqueous H 2 SO 4 accelerated the iodination of benzenes. For heteroarenes 7j and 7o this additive was not required and if an additional alcohol group was present (see 7n), addition of aqueous H 2 SO 4 resulted in its oxidation. Compared to diacetoxyiodobenzene (DIB) 1a and its polymeric analog 1b, the use of m-iodosylbenzoic acid 6 for mono-and diiodination requires the use of smaller amounts of iodine as well as of the polyvalent iodine reagent. [15] For example, the preparation of 2,4-diiodoanisole 8k from anisole 7k in the presence of 1b was achieved using 4.8 equiv. of both iodine and 1b while our iodination protocol required only 2.4 equiv. of iodine and 1.2 equiv. of m-iodosylbenzoic acid 6.
Likewise, for the preparation of aryliodide 8c a 2.4 molar excess of both iodine and reagent 1a had to be employed while in our case 1.2 equiv. of iodine and 1.2 equiv. of reagent 6 were required for full conversion.
As is evident from the tables, iodination of arenes that are acylated like 7d,e,g and 7i commonly led to excellent yields of selectively iodinated arenes 8d,e,g and 8i.
Increasing the nucleophilicity of the aromatic ring such as in 3,5-dimethoxybenzyl alcohol 7n led to diiodinated benzyl alcohol 8n in good yield. Oxidation of the alcohol group was not observed.
Based on related iodine(III)-mediated iodinations of arenas we suggest that the hydrated form of 6 oxidizes iodine to HOI which serves as the reactive electrophilic intermediate (Scheme 2).
Scheme 2: Proposed intermediates.
From the results collected it can be concluded that miodosylbenzoic acid 6 shows a similar reactivity as 1-(arenesulfonyloxy)benziodoxolones 4a-f [36, 37] . However, reagent 6 is cheaper and exerts better selectivity in the iodination reactions.
Conclusion
In conclusion, we disclose that the rarely employed miodosylbenzoic acid is an ideal tagged iodine(III) reagent which in our view allows the easiest purification protocol for aryliodine reagents known so far. This tagging concept was utilized in the mild iodination of arenes but could potentially be applied to most other iodine(III)-mediated reactions. 1c [16] 1a [11] [12] [13] [14] 1e X= Ts [16] 1f X= Tf [16] I(OAc) 2 1d [17] [18] [19] [20] [21] [22] [23] [24] [25] [26] [27] [28] [29] [30] [31] [32] [33] I(OAc) 2 1b [15] I(OH)OTs 3 [34, 35] [38] I O 4 [36, 37] I 6 [42] HO O O n Table 1 
